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(57) ABSTRACT

Provided are a titanium-containing solid catalyst useful for
producing an epoxy compound from an olefin compound
and a peroxide, and a process for producing an epoxy
compound using said catalyst.

The titanium-containing solid catalyst 1s obtainable by cal-

cination of a titanium alkynyl alkoxide supported on a silica
oel.

12 Claims, 2 Drawing Sheets
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TITANIUM-CONTAINING SOLID CATALYST
AND PROCESS FOR PRODUCING EPOXY
COMPOUND USING THE SAME

TECHNICAL FIELD

The present invention relates to a titanium-containing
solid catalyst useful for production of epoxy compounds and
a process for producing epoxy compounds by using the
catalyst.

BACKGROUND ART

As a process for producing an epoxy compound by
reacting an olefin compound with a peroxide 1n the presence
of a titanium-containing solid catalyst, several processes are
conventionally known, for example, those described in
JP-B-50-30049, JP-B-54-40525, JP-B-54-40526, JP-B-56-
35491 and JP-A-8-269031.

The above-described titanium-containing solid catalyst
can be prepared 1n various processes. Among them, usetul 1s
a process of calcming the titanium compound which has
been impregnated 1nto a silica gel carrier 1n a solvent. As the
fitanium compound, ftitanium saturated alkoxides are
employed most frequently. Conversion of a fitantum alkox-
ide 1nto titanium oxide when 1t 1s supported on a carrier,
however, prevents the solid catalyst thus prepared from
exhibiting catalytic activity 1in an epoxidation reaction.

In general, use of highly dispersed titanium having a
tetrahedral structure 1s necessary for production of a
fitantum-containing solid catalyst capable of exhibiting a
high activity in an epoxidation reaction. For producing such
catalyst containing highly dispersed titanium, a stable tita-
nium alkoxide must be prepared by suppressing generation
of clusters of titantum oxide or titantum during preparation
of the catalyst.

For preparing the above-described catalyst, use of a bulky
saturated alcohol, for example, cyclohexanol (Chem. Com-
mun. 2000, 855) is generally known. To achieve a higher
activity 1n an epoxidation reaction, preparation of more
stable titamium alkoxide 1s required.

An object of the present invention 1s to provide a titanium-
containing solid catalyst having a high activity and a high
epoxy selectivity by overcoming the above-described prob-
lems i1nvolved i1n the fitanium alkoxide preparation for
improving the activity of the catalyst in the production of an
epoxy compound (oxysilane compound), and also to provide
a process for producing epoxy compounds using this cata-
lyst.

DISCLOSURE OF THE INVENTION

In order to attaining the above-described object, the
present mventors have carried out an extensive investiga-
fion. As a result, 1t has been found that when an alkynyl
alcohol 1s used for preparation of a titanium alkoxide from
a titantum compound raw material, a titanium alkynyl alkox-
1de can be prepared readily; that the titanium alkynyl alkox-
ide supported on silica gel 1s stable; and that a catalyst
obtainable by calciming a titanium alkynyl alkoxide sup-
ported on a silica gel has a high activity and a high epoxy
selectivity, to complete the invention.

In the present invention, there 1s thus provided a titantum-
containing solid catalyst obtainable by calcining a titanium
alkynyl alkoxide supported on a silica gel.

In the present invention, there 1s also provided a process
for producing an epoxy compound, which comprises react-
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ing an olefin compound with a peroxide 1n the presence of
the above-described titanium-containing solid catalyst.

BRIEF DESCRIPTION OF THE DRAWINGS

FIG. 1 illustrates an IR spectrum of the product obtained
by reacting titanium tetraisopropoxide with propargyl alco-
hol at room temperature 1in the presence of silica gel.

FIG. 2 illustrates a ">C-NMR spectrum of the product
obtained by reacting titanium tetraisopropoxide with prop-
argyl alcohol at room temperature.

BEST MODE FOR CARRYING OUT THE
INVENTION

The titantum-containing solid catalyst of the present
invention can be obtained by calcining the titanium alkynyl
alkoxide supported on a silica gel. The titanium alkynyl
alkoxide is a titanium (IV) alkynyl alkoxide. A silica gel
carrying a titanium alkynyl alkoxide may be obtained by
supporting a ftitanium alkynyl alkoxide, which has been
prepared 1 advance, on silica gel, but 1s effectively pro-
duced by supporting a titanium compound on silica gel by
using an alkynyl alcohol and then forming the corresponding
fitanium alkynyl alkoxide in the reaction mixture. More
specifically, the titanium compound can be supported on
silica gel 1in the presence of an alkynyl alcohol. This sup-
porting reaction can be usually conducted at room tempera-
ture. The titanium alkynyl alkoxide varies depending on the
fitanium compound raw material and alkynyl alcohol which
are hereinafter described and includes titanium alkynyl
alkoxides having C, to C, . alkynyl groups such as titanium
propargyl alkoxide and titanium (1-butin-3-alkoxide).

Examples of the titanium compound raw material used for
preparation of the above-described titanium alkynyl alkox-
ide include titanium saturated alkoxides such as titanium
methoxide, titanium ethoxide, titanium propoxide, titanium
1sopropoxide, titantum butoxide and titanium isobutoxide;
and titanium dialkoxydialkanatos such as titanium diisopro-
poxide bis(acetyl-acetonato), with titanium di(C,_, alkoxy)-
di(C,_ alkanatos) being preferred.

Alkynyl alcohols can be aliphatic alcohols having one or
more carbon-carbon triple bonds, with C,_, . aliphatic alco-
hols having one carbon-carbon triple bond being preferred.
As the alkynyl alcohols, 3-alkynyl alcohols such as propar-
oyl alcohol, 3,5-dimethyl-1-hexyn-3-0l, 2-butyn-1,4-diol
and 1-butyn-3-ol are more preferred, with C;_,. 3-alkynyl
alcohols being still more preferred and propargyl alcohol
being particularly preferred.

The alkynyl alcohol 1s preferably used 1in an amount of 4
moles or more, 1f possible 4 to 10 moles, per mole of the
fitanium compound. The reaction 1s usually effected at room
temperature, preferably within a range of from room tem-
perature to 90° C. The reaction time is usually about 20
minutes to 1 hour. Any of the above-mentioned titanium
compounds causes alcohol exchange readily 1n an alkynyl
alcohol, thereby forming the corresponding titanium alkynyl
alkoxide. For example, when titanium isopropoxide 1s
employed as the titanium compound, exchange reaction with
propargyl alcohol occurs readily at room temperature, fol-
lowed by formation of the corresponding titanium propargyl
alkoxide and dissociation of 1sopropyl alcohol. Formation of
the titanium propargyl alkoxide and dissociation of 1sopro-
pyl alcohol were confirmed by the NMR (FIG. 2), and
incorporation of a carbon-carbon triple bond 1n the resulting

fitanium propargyl alkoxide supported on silica gel was
confirmed by the IR spectrum (FIG. 1).

The titanium alkynyl alkoxide thus formed is markedly
stable even 1n the air, suggesting a firm bonding of the
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alkynylalkoxy group to titanium. This stability 1s presumed
to result from a strong or firm coordination of the alkyny-
lalkoxy group to titanium due to the resonance stabilization
of the alkynylalkoxy group.

The silica gel-supported titantum alkynyl alkoxide thus
obtained can be calcined sufficiently at 400 to 900° C.,
preferably at 400 to 600° C. Calcination time ranges from 1
to 18 hours, with 4 to 6 hours being preferred.

In the fitanium-containing solid catalyst of the present
invention thus obtained, titanium 1s highly dispersed on
silica gel. The silica/titanium ratio (molar ratio) of the
catalyst 1s preferably 40/1 to 500/1 in view of compatible
attainment of catalytic activity and epoxy selectivity. The
silica/titanium ratio 1n the titanium-containing solid catalyst
can be measured by means of fluorescent X-rays. A sample
for the measurement can be prepared by a molten bead
method. This silica/titanium ratio indicates the degree of

dispersion of titanium 1n silica gel. A smaller value indicates
a higher degree of dispersion.

The titantum-containing solid catalyst thus obtained 1s
especially useful as a catalyst for producing an epoxy
compound by reacting an olefin compound with a peroxide.

The olefin compound to be used 1n the present invention
can be non-cyclic, monocyclic, dicyclic or polycyclic and at
the same time, can be a monoolefin, diolefin or polyoledfin.
When the clefin compound contains at least two olefinic
bonds, they may be a conjugated bond or non-conjugated
bond. Mono- or diolefin compounds having 2 to 60 carbon
atoms are usually preferred. Such olefin compounds include
cthylene, propylene, butene-1, butene-2, 1sobutene, hexene-
1, hexene-2, hexene-3, octene-1, decene-1, styrene,
cyclopentene, cyclohexene, cyclooctene, butadiene,
1soprene, cyclopentadiene, dicyclopentadiene and vinylcy-
clohexene.

For the epoxidation, an organic hydroperoxide or hydro-
ogen peroxide can be used as the peroxide. Organic hydro-
peroxides include tert-butyl hydroperoxide, ethylbenzene
hydroperoxide, cyclopentane hydroperoxide and cyclohex-
ane hydroperoxide. A solution of such peroxide either in an
organic solvent or water can be used for the epoxidation,
with a decane solution of tert-butyl hydroperoxide being
particularly preferred.

The epoxidation according to the present invention 1s
ciiected by using a peroxide 1n an amount not less than the
moles of the olefinic double bond 1n the olefin compound.
Preferably, the peroxide i1s used in an amount of 1 to 1.5
moles per mole of the olefinic double bond. The epoxidation
is usually conducted at 10 to 140° C., preferably 60 to 100°
C. As a reaction solvent, alkanes such as hexane, octane and
decane, ethers such as diethyl ether and dibutyl ether, and
alcohols such as 1sopropyl alcohol and tert-butyl alcohol can
be employed, with tert-butyl alcohol being especially pre-
ferred.

The epoxidation according to the present invention can be
conducted advantageously by using the titantum-containing
solid catalyst of the present invention in the form of a slurry
or fixed bed. The raw materials are supplied at LHSV
(Liquid Hourly Space Velocity) of 0.01 to 10/h. The solid
bed 1s suited for a large-scale industrial operation. The
process ol the present invention can be carried out by a
batch, semi-continuous or continuous system.

Epoxy compounds obtainable according to the epoxida-
tion of the present invention are olefin oxides corresponding
to the olefin compounds used as a raw material. Examples
include ethylene oxide, propylene oxide, (1,2-)
epoxyhexane, (1,2-)epoxyoctane, cyclohexane epoxide,
4-vinyl-1,2-epoxyhexane and cyclopentane epoxide.
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After completion of the epoxidation, a liquid mixture
contamning the desired product 1s easily separable from the
catalyst composition. Then, the liquid mixture can be puri-
fied 1n a proper manner. Purification includes fractional
distillation, selective extraction, filtration and washing. The
solvent, catalyst, unreacted olefin and unreacted peroxide
can be recovered and recycled.

EXAMPLES

The present invention will be hereinafter described in
further detail by way of examples. It should however be
borne 1n mind that the present invention 1s by no means
limited thereto or thereby.

Example 1

Preparation of a Titanium-containing Solid Catalyst

After a mixture of 1.06 g of titanium tetra-isopropoxide
and 200 g of propargyl alcohol (PGA) was stirred at 80° C.

for 30 minutes, 7 g of silica gel 100 (BET: 270 to 370 m~/g,
pore volume: 0.9 to 1.2 mL/g, particle size: 0.063 to 0.02
mm) was added. The resulting mixture was refluxed for 2

hours. After the reaction mixture was allowed to cool, 1t was
filtered to collect the solid, followed by drying. The IR

spectrum of the product thus obtained is shown 1n FIG. 1.
The resulting product was calcined at 500° C. for 5 hours,
whereby a titanium-containing solid catalyst having a silica/
titanium ratio (molar ratio) of 46.0/1 was prepared.

Evaluation Method

The amount of the organic substance and the amount of
the peroxide consumed were determined by the FID-GC
method and 1odometry, respectively.

Example 2

To 12.0 g of tert-butyl alcohol were added 0.5 g of the
solid catalyst prepared in Example 1, 2.00 g (18.5 mmol) of
vinylcyclohexene (VCH), 3.03 g (18.5 mmol) of a decane
solution of tert-butyl hydroperoxide (TBHP). The mixture

was reacted at 80° C. for 24 hours. The results are shown 1n
Table 1.

Example 3

Under similar conditions to Example 2 except that 0.33 ¢
(2.57 mmol) of an aqueous solution of tert-butyl hydroper-
oxide (TBHP aq) was used as the peroxide, the reaction was
cifected. The results are shown 1n Table 1.

Example 4

To 6.0 g of tert-butyl alcohol were added 0.25 ¢ of the
solid catalyst prepared in Example 1, 1.12 g (10.0 mmol) of

octene-1 (OCT-1) and 0.16 g (1.00 mmol) of TBHP. The
mixture was reacted at 80° C. for 24 hours. The results are

shown 1n Table 1.

Example 5

Under similar conditions to Example 4 except that 1.08 ¢
(1.00 mmol) of cyclopentene (CPE) was used instead of
octene-1 as the olefin compound, the reaction was etfected.
The results are shown 1n Table 1.

Example 6

A titanium-containing solid catalyst was prepared 1n a
similar manner to Example 1 except that 200 g of 3,5-
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dimethyl-1-hexyn-3-ol (PGA35) was used instead of prop-
argyl alcohol. To 12.0 g of tert-butyl alcohol were added 0.5
g of the resulting solid catalyst, 2.00 g (18.5 mmol) of
vinylcyclohexene (VCH) and 2.37 g (18.40 mmol) of
TBHPaq, followed by reaction at 80° C. for 24 hours. The
results are shown 1n Table 1. The conversion ratio of the
peroxide and the epoxy selectivity were determined by
lodometry and gas chromatography measurements, respec-
fively.

TABLE 1
Examples 2 3 4 5 6
Alcohol for prepar- PGA PGA PGA PGA PGA35
ation of catalyst
Olefin compound VCH VCH OCT-1  CPE VCH
Peroxide TBHP TBHPag TBHP TBHP TBHPaq
Conversion ratio 72.1 50.7 85.8 97.4 50.9
(%) of peroxide
Epoxy selectivity 90.0 91.8 >99 >99 80.0

(%)

PGA: propargyl alcohol

PGA35: 3,5-dimethyl-1-hexyn-3-ol

VCH: vinylcyclohexene

OC1-1: octene-1

CPE: cyclopentene

TBHP: decane solution of tert-butyl hydroperoxide
TBHPaq: aqueous solution of tert-butyl hydroperoxide

Example 7

Preparation of Titanium-containing Solid Catalyst

In a similar manner to Example 1 except that the amount
of silica gel 100 was changed to 14 g, a titanlum-containing
solid catalyst having a silica/titanium molar ratio of 84.0/1
was prepared.

Example 8

To 12.0 ¢ of tert-butyl alcohol were added 0.5 g of the
solid catalyst prepared in Example 7, 2.00 g (18.5 mmol) of
vinylcyclohexene (VCH), 3.03 ¢ (18.5 mmol) of a decane
solution of tert-butyl hydroperoxide (TBHP), followed by
reaction at 80° C. for 24 hours. The results are shown in

Table 2.

Comparative Example 1

In a similar manner to Example 7 except that 200 g of
toluene was used 1nstead of PGA, a solid catalyst was
prepared. To 12.0 g of tert-butyl alcohol were added 0.5 g of
the resulting solid catalyst, 2.00 ¢ of VCH and 2.37 g of

TBHPaq, followed by reaction at 80° C. for 24 hours. The

results are shown 1n Table 2. The conversion ratio of the

peroxide and the epoxy selectivity were determined as in
Table 1.

TABLE 2

Example 8 Comparative Example 1

Alcohol for preparation of catalyst PGA TOL
Olefin compound VCH VCH
Peroxide TBHP TBHPaq
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TABLE 2-continued

Example 8 Comparative Example 1

81.8 <]
93.0 0

Conversion ratio (%) of peroxide
Epoxy selectivity (%)

PGA: propargyl alcohol

VCH: vinylcyclcohexene

TOL: toluene

TBHP: decane solution of t-butyl hydroperoxide
TBHPaq: aqueous solution of t-butyl hydroperoxide

Example 9

Investigation of the Life of the Catalyst Prepared 1n
the Above

To 300.0 ¢ of tert-butyl alcohol were added 10.50 g of the
catalyst prepared in Example 1, 50.00 g (0.74 mol) of
cyclopentene (CPE) and 121.00 g (0.74 mol) of a decane
solution of TBHP, followed by reaction at 80° C. for 24
hours. After completion of the reaction, the catalyst was
collected and dried. Reaction was repeated under similar
conditions and the results are shown in Table 3.

TABLE 3
1st  2nd 3rd 4th  5th
Conversion ratio (%) of peroxide 69.7 68.0 61.3 61.3 614
Epoxy selectivity (%) =99  >99 =99 =99 99
Example 10

Investigation of the Activity of the Resulting
Catalyst 1n a Fixed Bed

A solution obtained by adding, to 55.0 ¢ of tert-butyl
alcohol, 27.92 (0.41 mol) of cyclopentene (CPE) and 26.87
a (0.16 mol) of a decane solution of TBHP was allowed to
flow at 80° C. under normal pressure at LHSV (Liquid
Hourly Space Velocity) of 1.0/h through the fixed bed of
2.00 g (5 cc) of the catalyst prepared in Example 1 and liquid
flow reaction was effected. The results are shown in Table 4.
The conversion ratio of the peroxide and the epoxy selec-
tivity were determined as 1n Table 1.

TABLE 4
2 hours 5 hours 9 hours
Conversion ratio (%) of peroxide 61 60 60
Epoxy selectivity (%) 91 92 91

As 1s apparent from Tables 1 and 2, it was found that 1n
any olefin compound and 1irrespective of whether the per-
oxide 1s 1n the form of a solution 1 an organic solvent or 1n
water, the catalyst of the present invention can attain a high
epoxy selectivity and a high conversion ratio of a peroxide.
Since the unreacted peroxide exists in the reaction system
without being decomposed, the conversion ratio can be
improved further by prolongation of the reaction time.

In Table 3, the amount of the peroxide consumed remains
constant at about 61% 1n the 3rd to 5th reactions, while
selectivity 1s higher than 99% (>99%); no deterioration is
recognized at all. These results suggest that the catalyst
system of the invention can be repeatedly used for the
reaction.
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In Table 4, the amount of the peroxide consumed remains
constant at about 60% irrespective of the reaction time, and
the selectivity reaches 91% or more 1n any reaction time.
These results suggest that the catalyst system of the present
invention exhibits practical activity and selectivity 1 a
fixed-bed liquid flow reaction.

INDUSTRIAL APPLICABILITY

By reacting an olefin compound with a peroxide in the
presence of a titanlum-containing solid catalyst which 1s
obtainable by calciming a titanium alkynyl alkoxide sup-
ported on a silica gel, an epoxy compound can be obtained
at a high conversion ratio from a peroxide and at a high
epoxy selectivity. In addition, the solid catalyst of the
present mvention can be reused as 1t 1s.

What 1s claimed 1s:

1. A titanium-containing solid catalyst obtained by cal-
cining a titanium alkynyl alkoxide supported on a silica gel.

2. The titanium-containing solid catalyst according to
claim 1, wherein the titantum alkynyl alkoxide supported on
a silica gel 1s obtained by supporting a titanium compound
on a silica gel by using an alkynyl alcohol.

3. The titanium-containing solid catalyst according to
claim 2, wherein the alkynyl alcohol 1s propargyl alcohol.

4. The titanmium-containing solid catalyst according to
claim 1, wherein the silica/titanium molar ratio of the
catalyst 1s 40 to 500.

10

15

20

25

3

5. The titanium-contaming solid catalyst according to
claim 2, wherein the silica/titanium molar ratio of the
catalyst 1s 40 to 500.

6. The titanmium-containing solid catalyst according to
claim 1, which 1s a catalyst for producing an epoxy com-
pound by reacting an olefin compound with a peroxide.

7. A process for producing an epoxy compound, which
comprises reacting an olefin compound with a peroxide 1n
the presence of a titanium-containing solid catalyst obtained
by calcining a titantum alkynyl alkoxide supported on a
silica gel.

8. The process for producing an epoxy compound accord-
ing to claim 7, wherein the fitanium alkynyl alkoxide
supported on a silica gel 1s obtained by supporting a titanium
compound on a silica gel by using an alkynyl alcohol.

9. The process for producing an epoxy compound accord-
ing to claam 8, wherein the alkynyl alcohol i1s propargyl
alcohol.

10. The process for producing an epoxy compound
according to claim 7, wherein the peroxide 1s tert-butyl
hydroperoxide or hydrogen peroxide.

11. The process for producing an epoxy compound
according to claim 7, wherein the olefin compound 1s a
mono- or di-olefin compound having 2 to 60 carbon atoms.

12. The process for producing an epoxy compound
according to claim 7, wherein the epoxy compound is an
alkylene mono- or dioxide having 2 to 60 carbon atoms.

x s * = e
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